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AUTHOR NESMEYANOV AJN.,Member of the Academy of Science, PA - 2916
FREIDLINA R.Kh., CHUKOVSKAYA E.Ts.,
TITLE Thermal Telomerisation of Trichlorsilane With rthylene.

(Termicheskaya telomerizatsiya trikhlorsilana s etilenom -Russian)
FERIODICAL Doklady Akademii Nauk S8sR, 1957, Vol 113, Nr 1, pp l20-122, (U.u.5.R.) -
Received 6/1957 Reviewed 7/1957

\
|  ABSTRACT The silicon compunds containing & 3i-H-binding are able to bind themselves
to a double or triple binding of many organic compounds, In a former paper
we gave a survey of such reactions. Recently, an affiliation of trichlorsi.

- lane to a double_binding of acrenitryle, ‘2-vinylpyridinium and allylzyanide
was described and an ion mechanism for these reactions was suggested. Noza-
kura showed that tetrapyridinium nickel chloride catalyzes the affiliation
of trichlorsilane to vinyltrichlorsilane, l-octane and stirol.Cur experiment
i.e., the telomerization reaction in the case of methyldichlorsilans, ethyldi.-
chlorsilane, triethylsilane with ethylene and propylene in presence of ben-
zoyl-supercxide or tertiary butyle-peroxide at loo-1lo¥ and loo-300 atm, over- B
pressure failed. We succeeded only at 260-275%nd 560 atm. overpressure. Here
we report only on the reaction of trichlorsilane with ethylene. The telomeri-
zation reactions which we investigated as well as the affiliation reactlons
described in publications were at the expense of the si-H-formation; a fact
which is proved by the lack of this binding in the obtained compounds. The
construction of the latter is confirmed by the determination of molecule-

Card 1/2 refraction as well as by the obtaining of corresponding trimethylalkylsilane
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AUTHORS:

TITLE:

PERIODICAL:

ABSTRACT:
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20-114 3-235/60
Nesmeyanov, A. lN., dember of the As USSR, Freydlina, R. Kh.,
Belichko, F. K. TrT————
Synthesis and Chemical Transformations of Trichloromethyl and
@, @-Dichlorallyl Compounds of Mercury (Sintez i khimicheskiye
prevrashcheniya trikhlormetil'nykh i o, w-dikhlorallil'nykh
soyedineniy rtuti)

Doklady Akademii Nauk SSSR,1957,Vol.114,Nr 3,pp-557-559(USSR)

As far nas organic compounds of mercury containing the tri-
chlo.omethyl. »r the dichlorallyl group are interesting from
the point of view of the chemical behavior of these groups,
the authors studied the possibility of a synthesis of such
compounds and several of their transformationsg. ihile it

was possible to describe organic mercury compounds contain-
ing the trifluormethyl or the triiodomethyl group, synthesis
tests of trichlc.cmethyl conpounds were frusirated by the de-
carboxylase of mercury trichloracetate or by the photochemical
reaction of tetrachloride with mercury. Hitherto no represen-
tative of the organic nercury compounds containing w,w-di-
haloidallyl has been described. The authors investigated the
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20-11%-3 29/60 b
Synthesis and Chemical Transfornations of ‘frichloromethyl and @, -Dichlor-
allyl Compounds of ilercury

reactions of bromotrichlo.omthene , bromo- and iododichloro-
methane with 1,1-dichloro-3-iodopropene-1 with mercury in ghe
case of ultra-violet irradiation and heating up to 70 - 80°C
and vigorous stirringj furthermore, the reaction of iodo-
trichlcromethane with mercury in the case of normal agitation
without any irradiation was studied. From these processes the
following compounds result ed: CCliﬂgBr, CHCIZHgBr, CHCIZHgJ,

CClz=CHCH2HgJ and CCl3ﬂgJ with yields 41; 1.23 2.5; 67 and

12 % according to theory. By the interaction ¢f bromo-tri-
chloromethane and & calculated quantity of sodium amalgam

of 0,5 % with hexachloru-sthane, one received with & small

yield also trichloromethyl.mercury and no symmetric compound
(0613)2Hg. Such an anomaly is known only in the case of iodo- -

cyclohexane-mercury. The authors found a simpler and more
convenient method for the transition of alkyl-nmercury-iodides
to chlorides. It consists of an exchange reaction with mercuric
chlorie in the case of heating in ether or alcohol. In a mmber \
of reactions the 3-methyl compounds of mercury remind one of

Card 2/4 the so-called "quasi--complex" compounds. Trichloromethyl-
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20-114 -3-29/60
Synthesis and Chemical Pransformatiors of Trichloromethyl and &, 6J-Dichlor-
allyl compounds of Mercury

-mercury-halogenides form complexes with pyridine as well as
"quasi-complex" compounds. In the case of CClBHgJ the com-
plex is unstable and disintegrates quickly if“stored. Hydro-
gen sulfide causes Hg$ already in a cold state to separate
quantitatively from the alcohol solution. At interaction of . '
bromotrichloromethyl-mercury with C H_Mg3r, bromophernyl-mer-
cury is produced beside phenyl-tricélgromethylumercury. The
interaction of bromotrichloromethyl-mercury with diphenyl-
—stannian under normal conditions progresses in two different
directions according to the quantity of alkali used. With a
stoichiometric proportion phenyltrichloromethyl-mercury (49 %)
is produced. With a larger quantity of alkali the reaction leada
to diphenyl-mercury (29 %). In both cases plenty of infusible
and insoluble precipitates containing nercury were produced.
With HC1l containing methanol phenyltrichloromethyl-mercury ’
forms € H_HgCl with a quantitative yield. ‘the first-mentioned
compound ,”after half an hour of heating in a sealed glass tubde,
yields the latter with 60 %. The influence of nornal"synuetriz-

Card 3/4 ers" (KJ, Ha25203, Cu) upon trichloromethyl-mercury-halogenid-
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20-114-3 /60
Synthesis and Chemical Pranaformations of Trichlorom:thyl and &), W-Dichlor-
allyl Compounds of Mercury

es does not lead to u formation of pistrichloro-methyl-mercury,
which does not happen under the influence of dry ammonia upon
a chloroform solution of CCl HzCl either. In the latter case
95.9 ¢t of an infusible precizitate is produced. There are

4 table ard 13 rcferences, 10 of which ar Soviet,.

ASSOCIATION: Institutq for Elenmental-Organic Compounds AS USSR
(Institut elementoorganicheskikh soyedineniy Akademii nauk
SSSR)

SUBMITTED: December 28, 1959
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AUTHORS Nesmeyanov, A.N., academician, 20-4-28/60
Freydlina, R.Kh. and Chukovokaya, E.Ts.
TITLE Thermal Telomerization of Qlefins with 8ilanes

Containing a 81 - H Bond.
(Termicheskaya telomerizatsiya olefinov s silanami,
soderzhashohini Si-H-svyaz!)

PERIODICAL Doklady Akademii Nauk8SSR, 1957, Vol. 115, Nr 4,
pp. 734-136 (USSR)
ABSTRACT As it was earlier proved by the authors, ethylene enters

a telomerization reaction at 270-300°C under pressure
and when an exoess of ethylene is assured. A mixture of
substances x31c12(c32032 .H) develops, where X = C1, cnj.

Propylene under aimilar conditions also readily enters
the reaotion with methyldichlorosilane. It was inter-
esting to find out whether silanes which contain no
haloids also enter this reaction, as well as silanes
whose Si is conneoted with the aromatic nuoleus. The
author found that ethylene readily enters the thermal
telomerization reaction with phenyldichlorosilane. At
2800C and 90 at., superpressure the compounds

c63531012(cazcﬂa)na were obtained, where n = 1,2,3.

CARD 1/2

RESE
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FREYDLINA, R. Kh.

A. N. Nesmeyanov, R. Kh, rreydlina, A, A, harapetyan and Ye. Ts. “hukovskaya,
nthe Thermal Telomerization ot Silicon Hydrides with Ethylene.®

Report presented at the Second All-Union Uonference on the “hemistry and
Fractical Arplication of Silicon-Organic Lompounds held in Leningrad from
25-27 September 1958,

Zhurnal prikladnoy khimii, 1659, Nr 1, pp 236-2L0 {USSR)
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AUTIIORS: Freydlina, R. Kh., Vasil'yeve, Ye. I. 62-1-6/29

TITLE: The Hydrolysis of Polyhalcid ydrocarbons Containing the
CHalz- or CClp=Cl-Group (Gidroliz poliraloiduglevodorov,
sodefzhashchikh CHalzy ili CC12==CH—g:uypy\.

PERIODICAL: Izvestiya AN 35532 Otdelendye Lhinicheakikh lauk, 1998, Nr 1,
pp  35-39 (USSR)

ABSTRACT: It is kncwn thet the hydrolysis of the trichloromethyl- and
dichlorovinyl-grcup takes place in ccnsequence of the action
of sulphuric acid. If cleum is used the reaction can be
carricd out (at rocm temperutura). Mhis method can, however,
not be used, if A-chiorocarboxylic acids are obtained by
means of the hydrolysis of the compounds which contain the
CGlz-CHCI-group. In the present papsv the hydrolysis of the
series of thed ,d,o{~trichloro- and o(gc,o(.&/-tetrachloroal-
kanes with nitric acid (swecific weight l,51~1,52) was real-
igzed, Furthermore it was shown that the highest trichloro-
and tetrachloroalkarss (with the atenmic number of the csrbon
in the meclecule 11, 13, 15, i7) are svenly Lydrolysed by
nitric acid. Here the sorriayonding carboxylic ard
l)-chlorocarboxylic acids with the ceme number of atcms of
Card 1/2 carbon in the mclecule ure formed. The hydrolysis of the
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The lydrolysis of Polyhaloid Hydrocarbong Cone.aining the 62-1-6/29
CHalz- oT ¢Cl, CH-Group. ’

fat:y compounds containing a CHBr-CCl,Br-grouping tekes
place under the jnfluence of the nitric acid (specific
weight 1,52) with a high vield of the corresponding
a(—bromocarboxylic peids, The concentrated sulphuric- or
70%-perchicric ncid do not hydrolyse the compounds of the
ebove mentioned structursz. Perchloric acid of 70% hydro-
lyses fatty - &9 well ag arcmatic compounds (ccntaining the
CCl,- or CClQCH-group) to corresnonding carboxylic acids.
The renction tzkes plrcoe ander comparatively hard conditions
(at 115-130°). Therc are 15 retevences, 5 of which are
Slavic.

ASSOCIATION: Tnstitute of Elemental-Organic Compeunds, AS USSR (Institut
elementour; ~nicheskikn soyedineniy Mcadenmii nauk S5SR) -

SUBMIPTED: July 14, 1956
AVAILABLE: Library of Congresu

1. Polyhaloid lwdrocarbons-l-Lvdro]Jsis
Card 2/2
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AUTHORS: Nesmeyanov, i. H., Freydliusz, R. ih.,Telishke, F.E.62-1=7/29
TITLE: gynthesis and Propertiuvs of the Trishiloroneliyl ond - -

-Dichloroallyl Compcuncs Pf Mercury {Sintez 1 svuyutva
tpikhloaesil' nykh i J%,d=dikblorallilt nykh soyedineniy rtuti)

PERICDICAL: Izvestiya AN SGSL Otdeleniye (Linicheskiih iuulk, 1958, ir 1,
pr  40-45 (USHR)

ABSTRACT: After the suthors have been occupicd for the last years with
~ the research cf the chemical trensformations of the trichloro-

methyl- and agymmetric dichlorovinyl group in polychloro-
hydrocerbons (ead similar compounds), it was of interest to
investigate the yproperties of organomercuric conmpounds which
contain the ebove metioned conpeunde, Interesting is also
the investigation oI the properties of the radicels 0015 .
and CClp=CHCH2 . . formed by the decoaposition of the
organomercuric compounds. One succeedad hitherto neither ab-
road ner in the USSR in carrying out the synthesis of the
trichloromethyl compounds. The experimenta of Karash and
Stavli remained without success. Not even ons representative
of the J, F=dihaloidsllyl ocparcuercuric compounds has
hitherto been descrided in literature, aromotrichloromercury

Card 1/2 was synthetized by the reaction of mercury with bromotri-
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Synthesis and Properties of the Trichlorcmethyl eand Jﬁ Jﬁ- 62-1-7/29
-Dichloroallyl Compounds of liercury

Card 2/2
ASSOCIATION:
SURMITTED:

chloromethane; from the latter hydroxide, chloride, and iodide
of the trichloromethylmercury were obtained the ncrmal way.
Phenyltrichloromethylnercury waa gynthetized by the interw
action between bromotrichloronzthylnercury and dichlerodi-

‘phenyl-tin in en elkaline mediut.. The reacticn of same with

hydrochlcric acid led to the formation of chlororkenyl-
mercury, The halides of trichloromethylmercury form conplex
compounds with pyridine. The double compound of pyridine

with bromotrichloromethylmercury outlasts the recrystalli-
zation and shows a composition of CCl:HgBr.Cel=zN . Amnonia
and hydrogen sulfide destroy completefy the ﬁazides of tri-
chloromethylmercury, 3-iodide mercury-1 and l-dickloropro-
pene-1 were synthatized by reaction of 3-icdide-1, l-dichlor-
propene-1, and mercury under action of ultraviolet light;
from it 3-chloromercury- and 3-dremomercury-l, l-dichloro-
propene-1 was obtsined the usual way. There are 13 references,

5 of which are Slavic.

Ingtitute of Elemental=Organde :ompounds, AS "SuR (Insticnt

elementooranieneskikh soyedineniy atadewii nauk 533R)
July 1k, 1996

1. Mercury compounds (Organic)-Synthesis 2, Mercury compounds
(Organic)-Properties
1
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AUTHORS: Hesmeyenov, A. l., Kost, 7. l., 62-2-4/28
Vasil'yeva, T. T.. Freydlina, R. Kh.
Freyalina, i
TITLE: Tre Synthesis of A~llaloidearboxylic Acids Containing Reactive

Groups in the W-Position (5intez o ~saloidkarbonovykh kislot,
soderzliashchikh v @-roleshenii realrtsicnnosposebyye gruppy).

. PERICDICAL: Izvestiye AN 355R Otdelerdye Khirichazyzikh Kauk, 1958, lr 2,
pp. 152-155 (UG3R).

ABSTIRACT: As was already shown freferences 1,2) ol -perchloric acids can
’ easily be prodiaced iu a sulfate medium by the action of chlor-

ine upon canpcunds containing a CClp === CH-gTOUP. A similar
reaction also tckes place in perchloric acid. In the series
of casea hitherto investigated the experiment failed in the
medium of phosphoric acid and acetic acid (reference 2). The
ciaploynent of this reithed in compounds possessing no steble
croups in a mediun of strong gcids is therefore not possible.
In the present work it was found that the compounds of the
type CCl,==CX(CHo). ¥ (vhere X is a helide or E, and where
Y represente varisus proups, interact with acetic acid and
the halide in the presence of mercury acetate after treatment

Card 1/2 with Hp0. On this occasion o-heloidcarboxylic acids or .
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The Synthesis of A-lieloidsarbexylic acids Containing Reactive 62-2-4/26
Croups in the ly-Position.

&,@-dihaloidcarbodylic acids form.

Tn thisg manner the following acids were produced:

C1(Clly ) 4CHC1COO!; 01(CH2)3anrcoou; CH3 coo(cu2)50H01coou;

Ccw(Ci, ) ,CHC1CO0H; CﬁchOCHqCH01COOCH; cnjocnzcn01coon;

i, c1( :C1,COOI.
C6H5Cd20H01COOH; l\CHQ)BLC ,C00H
Ther: are 6 references, 5 of whish are Slavic.

AS0CTIATION: Institute for Blement-Orzaniz Compounds AN U3SR (Institut |
alsmentoorsanicheskikh soyedinaniy Atadenii nauk 3SSR).

SUBL.ITTED: Septenber 25. 1935

AVAILABLE: Library of Cencress
1. Perchloric acids 2. J..-Haloidcarbox;lic acids-Synthesis

Card 2/2
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AUTHORS: Petrova, R. G. , Freydlina, R. Kh.
TITLE: The Synthesis ot TleTeaptanes, Sulfides and Sulfo Acids

Containing Trichloromethyl-, Dichlorovinyl- or Carboxyl Groups
(Sintez merkaptanov, disul'fidov i sul'fokislot, soderzha-
ghchikh trikhlormetil'nyye, dikhlorvinil'nyye ili karboksil'~

nyye gruppy)

PERIODICAL: Izvestiya Akademii Nauk SSSR Otdeleniye Khimicheskikh Nauk,
1958, Nr 3, pp. 290 - 295 (USSR)

)

ABSTRACT: The synthesis of titanium gulfides described in the preceding
paper by Neameyanov, Zakharkin and Peirova started from

oL, o, X, O-tetraciloroalkanes. It was of interaest also to
synthesize compounds with other functions, chiefly sulfurous
ones, from the o, o,&, W-tetrachloroalkanes. No daia were
published en a synthesis of compounds of the type SH(cH )CHa
-CCl. as well as others (References I, III, IV, v, VI, %II,
and GIII). Starting from the above-mentioned tetrachloro-
alkanes and trichloroalkanes with the structure cCl -CH(cHz)n
C1 and G-chlorocarboxylic acids the authors synthesized:

Card 1/2
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62-58-3-5/30
The Synthesis of Mercaptanes, Sulfides and Sulfo hcids Containing Trichloro-
methyl-, Dichlorovinyl- or Carboxyl Groups

dithio-mercaptano~ and sulfo compounds as well as some
derivativess

[cc15(cnz)4] 2558 [cc12-cn(c32)3] ,5,1
[ROOC(CH2)4 ]232; (where R = H, C,Hc} nC,Ho-CH-CH,)
G5
0013(c52)4501; cc13(cnz)nsu (where n = 4, 6, 8)1
cc12-cu(caz)53n; Rooc(caz)4sn (where B = H, czns);
cc13(c32)n303Na (where n = 4, 6, 8) 3 uzﬁsooc(cnz)4503Na.

There are 1 table and 6 references, 2 of which are Soviet.

ASSOCI TION: Institut elementoorganicheskikh soyedineniy Akademii nauk
SSSR (Institute forElmentale- Grganic Compounds, AS USSR)

SUBMITTED: November 17, 1956
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TITLE: Anniversary Session of

for Crenical Sciences of
1957,
Sciences

on ‘eceaber 15
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the ab uobit on October 30 and 31,
and General ilecting of
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(2-58=4=%0/7%2
Department

the Derartment for Cheaical
and 20, 1057 (Yutileynaya sessiy

otdeleniya khimicheskilkh nauk Akadenii nauk SSSR ot 30-31

oktyabryn 1957 el obahche;

.e sobraniyc otdeleniya khiniches-

kilkh nauk 19-20 dekakrya 1957 )

PERIODICAL:
1958, lir 4, pp. 521

ABSTRACT:
Revolution a rcunion meeti

On the occasion of the 4oth anniversary of

Tzvestiya Akadenii lauk SSS,0tdeleniye Ithinicheskikh Nauk,
- 524 (USSR)

the QOctober

ng of the Department for Chenical
Scicnces of the AS USSR took place.

In his opening speech

M. N. Sencnov pointed out the outstanding succes of the USSR

in the field of sciences especially in

Scientific lectures of the

ing scientists, as was mentioned
Menmber, Academy of Sciences, and A.

card 1/4

tion of Fluorolines",A. L.
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Anniversary Session of the Department for Chemical

gciences of the AS ULUR on Neborer So and 51,1057, nad e oral eeting
of the Department for Che:ical gcicnces on  Derealer 19and 20, 1957

on the "Investijaticns in Lt Tield of the $ynthesis of
Physiologically Active Conmpounds", R. Kh. Freydlina,Doctor
of Chenical Sciences, rcportcd on e Investis.tion of

the Telomerization Reaction aud tihe Reaction of the Synthesis
on the Basis of Peloners” (Reference 2). B. A Dolgoplosk,
Doctor of Chemical Scieuces, spoe on the njencration of
Free Radicals in Solutions and Their Reactions in ljodel Sy-
atens," A. M. Fruakin, Heiber of the Acadeny of Sciences,
reported on "Some Geacral Problens of LFlectrochemical Kine-
ties and the Theory of Ion Reactions"%ﬁcfere:ce 4%, A. V.
Kiselev, Doctor of Chienical Sciences {Reference 5) spoxe on

"Some Problems of Adsorption Tueory™, . if. Emanuvel'{Reference

6),Doctor of Cheniecnl Seiences,reported on nia- Problens

in the Ficld of Chain Rcactions", V. L. Tal'rone,Candidate

of Chemical Sciences, spoke on nass-spectroscopic investiga-
Cerd 2/4 tions of ion-and radiczl reactions, A. P. Rebinder,llenber,
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Anniversary Session of the Department for Chemical
Sciences of the AS USSR on October %o and 31, 1047, ond Jon-r-l ooting
of the Departuent for Chemical Sciences QOn  Decewbver 17 and 20,1057

Acadeny of Sciences, drew conclusions with rejz-d to the
development of physico-chemical mechanics(Reference 7).
I. V. Tananayev, Corresponding lenter of the AS USSR, gave
new data on the chenistry of some rore clu.ths, D. I.
Dyabchikov and others spoke on the "Irobleais of the Chenis-
try of Rare Barth Elenents"; tie final lecture wos thet
of V. A. Sol:clov, Doctor of Chenical Sciences,on the "C
lorimetric lleasurenents ot Higch Teoperctur s".
General Regilar kecting of the Departiient for Clhenistry of
the AS USSR (Decenter 19 - Lo,1957).,\. I. 3rodskiy,Corresypon-
diag Member, AS USSR,cspoke on the "Investizrntion of Sone
Reactions of Pero:ides and Peracids of Hydrozen by leang of
the Isotepic lethod",M. L. Shenmyakin, COTICLQOLM-XC 'enler,
AS USSR, apole on the "Use of 111D for the Explanation of the
echanism of Sone Orgenic Nesctions"™, 0. A. Reutov,Doctor
Card 3/4 of Cheuiceal Scienceg,reported on the "Investi ation of the
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Anniversary Session of the Department for Chemical
Sciences of the AS USUR on Cctober 30 and 31,1457,and Sereral seeting
of the Depert-ent for Chenmicsl Sciences On Deco-ter 19and 20,1057

Electrophil and Homolytical Reactions of the Substitution

in the Carbon Atom by Means of the lMethod of Izotope Ex-
change",I. P. Alimarin,Corresponding Member,\S USSR, repor-
ted on new methods of determination of the division of

rare clements using organic derivative sulfuric-,gelenic-

and telluric acids, V. G. Levich, Deoctor of Chemical Sciences,
reported on the "Diffusion Kinetics of Heterogenous Chenrica
Reactions in mobile Liquids".TPhere are & rcferences,all of
which are Soviet,.

AVAILARBLE: Library of Con;ress

1. Chemical imdustry--USSR
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AUTHORS:

TITLE:

PERIODICAL:

ABSTRACT:

Card 1/2

esmeyanov, A. N., Vagil'yeva, Ye. I.. 507/62v58~7—6/26

'”reydlina, R. Kh.

M

G, Wt Inino Dicarboxylic Acids and Some of Their Derivatives
(w ,w ' -Ininodikarbonovyye kisloty 1 nekotoryye ikh proizvodnyye)

Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk,
1958, Nr 7, pp 836 - 840 (USSR)

In the present paper the authors describe the synthesis of the
dicarboxylic acids of the type A [_(cnz)n CO0H],, where A re- 1

presents NH, and n is equal to 6.8,10 (as well as their N- and
O..derivatives). In publications the imino dicarboxylic acids,
the W, '-imincdigropionic and &, wWr-iminodieneanthylic acids
(Ref 5) of these compounds have been described. Proceeding from
the w.chlorocarboxylic acids the authors produced w,uit-imino
dicarboxylic acids as well as their N- and O-derivatives. They
investigated in detail the chemical reactions of w,; «'-imino di-
eneanthylic acid. The following derivatives were obtained from
this acid: diethyl ester, the N-acetyl derivative, the N-methyl
derivative of the acids and their esters, the monoethyl ester of
the monoamide, the chlorohydrate of the diamide and the chloro-

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2"
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2y QW '-Imino Dicarboxylic Acids and Some of Their S0V/62-58-7-6/26
Derivatives

hydrate of the monoethyl ester of N-methyl-imino dieneanthylic
acid. There are T references, 5 of which are Soviet.

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akedemii nauk SSSR
\ (Institute of Elsmental-organic Compounds, AS USSR)

SUBMITTED: December 29, 1956
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AUTHORS: Nesmeyanov. A. N., Zakarkin L. I.. sov/62-58-1-1/26
Freydlina. R. Kh.

—
—

TITLE: Amines Containing the CCl, Group and Their Basicity (Aminy,
goderzhashchiye CCli~grup3u 1 ikh osnovnost')

PERIODICAL: Izvestiya Akademii nauk S8SR, Otdeleniye khimicheskikh nauk,
1958, Nr 7, pp 841 -~ 845 (USSR)

ABSTRACT: The aim of the present paper was the explanation of the in-
fluence cof :he CCl3 group on the basicity of the amino group

in the NH2(CH2)nccl3 series. The values of the dissociation

constant K,obtained are shown in table 1. Th2 dissociation
constants for ethyl amine, propyl amine and n.butyl amine
amount to 3,4.10-4 (25°). 4,7.107%(25°), 2.1.10-4(25°). It may
be seen that by the introductiocn of the trichloro-methyl group
instead of the methyl group the amino basicity is decreased by
the 10% fold if the CCl, and NH, group ig divided by a methylene

group. If the CC].j grouz ig compared to vhe Ccl2 Cll greun it may

be seen that the former has a considerably greater induction
Card 1/3 effect (of the electron accoptor) than the latter. The amine

iR sy Ay
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Amines Containing the CCl5 Group and Tnelr Baalclty SOV/62~58-7~7/26

synthesis was achieved the following way: 1,1,1»trichloro—3-
aminopropanea, \.1,\-Lrichlnro:4<nmlnobutan0, and 1,1.-dichloro-
4 -aminobutene- ! were obtained from the correasponding carboxylic
acids under the action of nitrous hydrogen acid in the prescence
of concentrated sulfuric acid. The amine yield is, however, small
due to the side reactions of the dehydrcchlorination and the
hydrolysis under the acticn of sulfuric acid, 1,1,1-trichloro-2-
amino ethans was obtalned the following way:

SnCl ,+HC1

CH2=CC12+Cll102 -7 NOQCHZCCl5 _— x!320320015. 1,1-dichloro-

3.aminopropene-1 was synthetized by means of the action of
hexamethylene tetraamine on |.,'n»,3—~Y;richloro.-propene--1 with a
subsequent adduct decomposition by hydrochloric acid.
Conclusicn: The dissociation constants of the amines of the
0015(CH2)nuH series were measured; with n being equal to 1-4,

and the Ccl.2=CH(CE2)nNH2 series. with n being equal to 1,2.

There are 2 tables and 5 references, 4 of which are Soviet.
Card 2/3
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Anines Cortaining the CCl, Group and Their Basicity sov/62-58-7-1/

1 o
ASSOCTIATION: Institut elementoorcanicheskikh soyedineniy Axademii nauk SSSR
) (Institute of Elemental-organic Compoundss AS USSR)

SUBMITTED: December 28, 1956
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AUTHORS: Braynine, E. Moo eydlina, R. Kh., Kesmeyanov; A. Mo
~- TITLE: The Reaction of the Reverse Disproportioning Within the Sexles

{ of Chelate Zirconium Compounds (Reaktsiya; obratnaya dispro~
portsionirovaniyu, v ryadu kleshneobraznykh soyedineniy
tsirkoniys)

! PERIODICAL: Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk,
1958, Nr B, ppe 957-940 (uUssR)

ABSTRACT: In the previous paper scme gxchange reactions of chelate
zirconium compounds wsre described. In the present paper the
authors describe other reactions cof the same type. The reaction
of the reverse disproportioning realized by the example of the

interaction of zirsonium tetraascetyl acetonate with the die
pitrate of girconium diacetyl acetonate was of the greategt
interest to the authoxs. The Teaction took place according s
7he following goheme!

0 0
! R/ SA 7r + R/
\ At 4 %0

. 0 i
o lesN /
par z:(no})2 52 R\\o"' 3 2rN05s !

gard 1/2 \ .
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FREYDLNA, R-Kh | g
v P.’),
AUTHOR: None Given SOV/52'58~8~22/22

TITLE: The General Msetisg of the Department cf Chemiczel Sclences
of the AS USSR From Aprii 24 to 25, 1958 (Obsheheye gobraniye
stdeleniya khimichesklkh nauk AN SSSR ot ?24..25 apreiya 1956 £-)

PERIODICAL: Izvestiys Akademi{ nauk SSSR, Qtdeieviy» khimicneskikh nauk,
1958, Nr 8, pp. 1057 -~ 1018 (USSR)

ABSTRACT: At this General Meeiing the following sclertiistia delivered
lectures: The Ccrrespending Members, Academy of Sciernces,
USSR, A. A. Grinberg. I. A. Kazarncvskiy. A. D. Petrowv, and
R. Kh. Freydiiua, Docicr of Chemical Sciences. A A. Grinbezg
repcfied con the new knswledge on the kineti:s and the mechanisu
of *he resctiong of the exshange and the subgtifution in com-
plex compcunds of platinum. Basad on cxperimantal deia the
Taciurer concluded tha’ in the procsss of the isgcioplc exchange
in *he derlsatives of blvaleny pai:adium the disscelation and
asgociation mechanian play an imporiast role. These explsnaions
rajsed 8 vivid 3jiscussiczu in which malnly I. I.Chertyeyev,Menter,
A-ademy of Scuisnces, USSR and tke Cocresponding Members, Academy

) of Scienses, USSR V. I. Spitsin, Ys. K. Syvkir, I. Vo Tananayev,
Caxd 1,3 and A. D. Gelman. Dccior of Chem!:a. S-lences ook pars. L. A
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Kazazuovskly naid a lesiuTe

SOV/62-48-8-22/22
=€ *re AS USSR
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KUTHORS: Nesmeyanov, A. N., Preydlina, k. Zh., SG7/62-58-10-6/25
Kost, V.Ne. T e
TITLE: Homolytic Isomerization of 1,1,1—Trichloro-2-Bromo Propene

(Gomoliticheskaya jzomerizatsiya 1,1, l-trikhlor-Z-brompropena)

PERIODICALs Izvestiye Akademii nauk SSSH. Otdeleniye khimicheskikh nauk,
1958, Nr 10, PP 1199-1204 (USsR)

ABSTRACT: The possibility of regrouping the free radicals in solutions
has been proved in several papers (Refs 4-9). Ina number of
other papers (Refs 9, 11, 12) it was shown that the neopentyl

radical can be igomerized. Therefore in publications data are
given that contradict each other with respect to the possibility
of a regrouping of the radicals (at the expense of themigration
of methyl groups). In the present paper the authors report omn
the homolytic jgomerization of 1,1,1-trichloro-2-bromopropene
in 1,1,2-trichloro-3-bromo propene-1 according to the scheme

CCl}CBr = CHg———)CClz = CCl - CHpBr.

Furthermore the authors deal with a case of homolytic
Card 1/2 jsomerization of CCIBCBr = CHp discovered by themselves. They
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SOV /62-58-10-6/25

0-2-~bromo propene executes the

the action of antimony pentachloride
Then 1,1,3-trichloro-2-bromo propene-1
ion of caustic potash on

1,1,1-trichloro—2,}-dibromo propene in ethyl-cellosolve medium
the 1,1,1-trich10ro—2- bromo propene was obtained as the only

Its isomerization takes place in a

homolytic way under the action of ultraviolet rays and with a
simul taneous formation of 1,1,2-trichloro—3-bromo propene;

e isomerizes according to the heterolytic

way under the action of antimony pentachloride with the
simultaneous formation of l,l,}-trichloro-2-bromo propene.
There are 22 references, 5 of which are Soviet.

Institut elementoorganicheskikh sovelineniy hkademii nauk SSSR

(Institute of Elementary Organic Compounds, Academy of

Propene
. ghow that 1,1,1-trichlor

allyl regrouping (under
or aluminum chloride).
ig formed. Under the act
product of the reaction.
1,1,1-trichloro propen

ASSOCIATION:
Sciences, USSR)

SUBMITTED: Marzh 7, 1957
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AUTHORS: Nesmeyanov, A. N., Freydlina, R. ¥B., SQ?/62-58-10-7/25
Kost, V. N. N

TITLE: Bromination of 1,1,1-Trichloropropene
(Bromirovaniye 1,1,1-trikhlorpropena)

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1958, Nr 10, PP 1205-1207 (USSR)

ABSTRACT: Two of the authors mentioned above together with Firstov
described in an earlier paper the bromination of .
1,1,1-trichloropropene (Ref 1). In a iater paper they found

the regrouping of the intermediately forming free radical

(Ref 2) when investigating the reaction of hydrogen bromide
and bromo—trichloromethane with 1,1,1-trichloropropene in the
presence of benzoyl peroxide. It was assumed that (dependent
on the conditions of reactions) the bromination of
l,l,l-trichloropropene takes place without regrouping
(electrophilic reaction) or with it (nomolytic reaction).

The authors of the present paper investigated the reaction of
the bromination of l,l,l-trichlnronronene and obtained the
following results:Inhighlypolarmediathereactiontakesplace

Card 1/2 well defined with the simultaneous formation of the normal
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Bromination of 1,1,1-’I‘richloropropene sov/62-58_1u-7/25

combination product of 1,l,l-trichloro-2,3-dibromopropane. 1f
the reaction is carried out in unpolar media
1,1,2-trichloro-1,B-dibromo propane (due to the homolytic
jgomerization of the not jntermediately formed free radical

cCL3CH - CH,Br —3 CC1pCHCL - CgBr) is formed. There are 6

references, 5 of which are Soviet.

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk S3SR
(Institute of Elemeniary Organic Compounds, Academy of
Sciences USSR)

SUBMITTED: March 7, 1957
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Nesmeyanov, A. M., Accdemician, S0V/20-122-5-20/56
Mlin&Mh—,--Corre:pondin,; Menber, Academy of

Sciences, USSR, Belyavskiy, A. B.

Tolomerication of Ethylene With Petrachlorethylene
(Telomerizatsiya etilena s tetrakhloretilenom)

Dokiady Alademii nauk S53SR, 1998, Vol 122, lr 5,
pp 821 - 824 (USSR)

ABSTRACT: Non-polymerizable chlorine olefins cannot underjo
any polymerization, but they can enter a telomerization
reaction with olefins. In this reaction the chlorine
olefins serve as carriers of the cnain of reaction
and supply the final groups for the telomer molecules.
Among the reactions of this kind tuhe ones mentioned
in the title are of interest ag neans of synthesis
or letrachloralkenes capable of reaction trat
contain an even number of carbon atoms in the molecule
(Schene (1)).It can be aesumed that tetrachloralkenes
produced in this manner will ma'ze pourible the synthesis
Card 1/5 of vurious polyfusctional compounds of the even cerieg
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Teloserination of Ethylene With Tetrachloretiylene

(Ref 1). The reaction mentioned in ths titie must

lead to the synthesig in one cingle stgge of conpounds
containing o trichlorvinyl group (Patent in reference 2)
In the reaction performed in the presence of benzoyl
peroxide at 115° and 95 atmosphmeres ornly te2trachlero-
hexene boiling in a wide range was isolated. For

this the authors used a pressure of between 50 and
200 atmospheres with and without water. Benzoyl
peroxide, tertiary butyl peroxide, bis-iso-butyric
acid azo-dinitrile and azo-amino-benuene were tested
as initintors. In the presence of water a high
conversion of tetrachlorethylene was obtained in all
cases. Percxides were the b-st initintors among the
ones tested. Research showed that tetrochlorethylene
ig a carrier of the chain of reaction which is less
czpable of reaction as, for instance, carbon telra-
chloride and chloroform. Thus, with the fir:zt substance
a conversion of only 20% was obtained und only in
case of repeated addition of the initintor during
recaction. In case of an increase of pressure the
content of higher tetrachloralkenes in the mixture

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2"
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Telomerization of Bthylene With Tetrachlorethylene SOV/20—122-5-20/5-

of reaction products increasec which indicates an
inertness of tetrachlorethylene. By {fractioning the
mixture the lower a,a,P,W) ~tetrachloralkenes (n=1.2)
could easily be isolrted in their individual shapes.
Higher fractions contunin by-products of the reaction
which could not ezsily be separased. Still it was
possible to obtzin tetrachloralkenes with 4,6 and 8
carbon atoms in the molecule and to study some of these

cihemiczl transformations. There are 3 references, 2 of which
are Soviet,

July 5, 1958
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avarzh Avetisovich Karapetyan,

Telomerizatsiya i novyye ginteticheskiye materisly (Telomerization and New
Synthetic Materials Mogcow, 1zd-vO AN SSSR, 1959. 103 p. 20,000
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let is meant for the general reader who has & secondary

F:  This book
the principles of chemistry and physics.

school ¥nowledge of

describe what 18 said to be & nevw method for the prep-
aterials vhich is based on the reaction of telomeriza-

tion. Cheap TOW materials such a8 natural and jndustrial gases may te used

in the product.on of new synthetic fivers, plastics, aromatic principles, and

other industr’al products. A detatled description 18 given of the manufacture

and 'groperties of "enant", & gynthetic fiber which 135 said to have better

ron or nylon. The book 45 based on the results of research

¢ sclentists. R. Kn. Freydlins, Corresponding Member of

the section on telomerization and the chapter on Conver?
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5(3)
AUTHORS: Freydlina, R. Kh., Semenov, N. A., Nesmeyenov, A. K.
TITLE: synthesis of Aromatic compounds of the Types ArCHZCH-sz and

Ar'(CHZCH=C012)2 (sintez aromaticheskikh goyedineniy tipe

ArCH20H=c012 i Ar'(CHZCH=CClz)2)

himicheskikh nauk,

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye k
1959, Nr 4, PP 652-656 (UssR)

ABSTRACT: 1t has already been ghown (Refs 1 and 2) that 1,1,1-trichloro-
propene and 1,1,3-trichloropropene-1 condense with benzene andé
gome other aromatics in the presence of aluminum chloride to

form compounds having the structure :\rCHQCH-CClz. In the present

work the synthesis of substances of this type wab continued and
some of their conversions were jnvestigated. In addition,
aromatic compounds containing Y,y-dichloroallyl groups were
synthesized. As the condensation in the presence of alunminun
chloride is very violent end accompanied by saponification it
was attempted to effect the reaction in the presence of other
Friedel-Crafts catalysts (8nC1,, ZnCl,, SbCls). The reaction

card 1/3
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Synthesis of Aromatic compounds of the Types AT

was found to proceed smoothly in the
pentachloride. The process can be ¢O
mixture is homogeneous.

propene-1 #ith toluene in the presence O
in a yield of 80%.
ups into the aromati: nucleus takes
The interaction of cjuimolar quan-
0propene—1 in heptane
tin chloride gives

ene)-1,1-dichloropropene-1

of two Y,y-dicbloroallyl gro

place in one or iwo stages.
¢ tities of naphthalene an

3-(p-chloropheny1)—1,1-dichloroprope
propene-1 in the presence of aluminum
of the com9091t10n0106H3(CH20H=0012)2
3—pheny1-1,1,1,Z—tetrnchloropropnne w
propane in the presence of SbCl5

card 2/3
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d 1,:,5-trich10r

in the presence of aluminum chloride or

pixtures of mono- or dialkylated products.
ne-1 with 1,1,5-trichloro-

chloride gave 2 compound
. The interaction of

ith 1,1,3-trichloro-
gave 8 compound
p-CC12-CKCHZC6H4CHQCHCIC013. Its struct

tion. The interaction of benzene with 1,1,1
propané in the presence of SbCl5 gave 3-phen

CIA-RDP86-00513R000513710002-

sov/62-59—4—15/42

cnzcn=c012 and Ar’(CHZCH=C012)2

presence of antimony
ntrolled and the reaction

The condensation of 1,1,5-trichloro-
£ SbCl5 gave 5-(p-tolu-

The introduction

The condensation of

ure was proved by oxida-

,S-tetrachloro—
y1-1,1-dichloro—
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sov/62-59-4-13/42
pes ArCHZCH-C012 and Ar'(CHZCII=CClz)2

Synthesis of Aromatic Compounds of the Ty

a-1,1-dichloropropene—1. The
1,1-dich10ropropene-1 with
chlorocinnamic acid. There are

propene-1 and 3-(p-pheny1ene)-hi
oxidation of 3-(p-chloropheny1)-
ajueous nitrogenous acid gave p-
7 references, 6 of which are Soviet.

kh soyedineniy Akademii nauk $SSR

Institut elementoorganicheski
jc Compounds of the Academy of

(Institute of Elemental-organ
Sciences, USSR)

ASSOCIATION:

SUBMITTED: July 13, 1957 (initially) and april 14, 1958 (after revision)
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5(3) 807/62-59-4-14/A2
AUTHORS: Mesmeyanov, A. N., Froydlina, R. Kh., P2trova, R. G.,
Terent'yev, A. B.

TITLE: Interaction of 1,1,1-Trichloropropene w1 th Sulphene Chlorides
snd Sulphur pichloride (Vzaimodeystviye 1,1,1-trikh10rprcpcnn £
aul'fenkhloridami i dvukhlorisatoy seroy

PERIODICAL: Izvestiye Akademii nauk g5SR. Otdeleniye khimicheskikh nauk,
1959, Nr 4, PP 657-662 (USSR)

ABSTRACT: In the present work the zddition of phenyl-, benzil-, 2:4-
nitrophenyl-, 2.nitrophenyl sulphene chloride and sulphur di-
chloride to 1,1,1-trichloropropene was jnvestigated. The eddi-

tion of phenyl sulphene chloride to 1,1,1-trichloropropene gave
1,1,1,5-tetrachloroisopropylphenylsulphide as the nmain product.
The dehydrochlorinution of 1,1,1,}-tetrnchloroiso propyl rhenyl
sulphide with alkali in e s a mixture the

composition of which depends mainly on the reaction conditions.
The investigation of the reactions of othar sulphene chlorides
shows that 2,4-dinitro- and 2-nitrophenyl sulphene chlorides do
not associate with 1,1,1-trichloropropene under the as3umed

Card 1/2 conditions. The reaction of 1,1,1-trichloropropene with benzil
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S0V/62-59-4-14/42
Interaction of 1,1,1-Trichloropropene #ith Sulphene Chlorides and Sulphur
Dichloride

sulphene chloride is more complicated ond forms mainly a de-
hydrochlorinated adduct. The consideration of the reaction of
1,1,1-trichloropropene with sulphur dichloride, 2,4-dinitro-
and 2-nitrophenyl sulphene chloride shows a similarity between
the action of the -CCl3 group having no double bond on the next

double bond and the action of other acceptor groups having
i-bonds. Sulphur dichloride reacts with 1,1,1-trichloropropene
to form 1,1,1,3-tetrachloroisopropy1 sulphene chloride. There
are 6 references, 4 of which are Soviet.

ASSOCIATION: Institut elementoorgenicheskikh soyedineni; Akadenmii nauk SSSR
(Institute of Elemcntal-organic Compounds of the Academy of
Sciences, USSR)

SUBMITTED: July 13, 1957
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"5 (3)
AUTHORS: Freydlina, R. ¥h., Kost, V. I,
VuaiI'ycva, T, T., Negmoyanov, A. Y.

TITLE: synthesis of b,L;a—aminocarboxylic Acids Fron Cozpnundg Cor
taining the CClz=CH Group (Sintez D,L-:nami:okzrbcnnvghh viatut

iz soyedineniy &cderzhashchikh 001, =CHE-;Tuprt)
(S

PZRIODICAL: Izvestiye Akadenii nauk gSSR. 0id.leniye rhintchestith noul,
195), Ir 5, pp 825 - 830 (USSR)

cme a-chlorocarboxylic ~ellin

ABSTRACT: In this work the amnmonolysis of &
aas investigated which had been synthctized from tobrachlon .
allanes by the effact of sulfuric ssid ar acatic acil in tr=s
pregsence of mercury acetate. This irvegtigation wzs carrial
out in order to find a way cf gynthesizing anino onids ond
their analogues appearing in natnr: freo tatrachloroallanes.
The synthesis is rother difficust and, in the casc of crluvine
derivatives, the yiecld is small according tc date from publi-
oations. Two authors of this work and Petrov (Ref 7) succeedsd
in synthesizing D,L-proline and D,L-ornithine from a,&-dictloro-
and a—chloro-b—phtha.limidovalerianic acid; they sho

gzd that the
yicld does not depend on ths nature of the halogen in a-posi-
Card 1/3 tion, In this wor

k the initial productls a-chlorodipinic, a-
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Synthesis of D,L-a-aminocarboxylic Acids From sov/62-59-5-1o/4o
Compounds Containing the C012=CH Group

chloropimelic, and a-chlorosuberic acid were obtained (Ref 2);
x-chloroglutaric acid and a-chloro—B-(p-chlorophenyl)propionic
acid (Ref 8) and a—chloro-E-phthalimidohexanic acid were ob-
tained under the samde conditions from 1,1-dichloro-6>phthali—
nidohexene-1 and 1,1—dichloro-}-(p-chlorophenyl propene. The
pest method was that of the synthesis of a—chloro-B-phenyl—
propionic acid from chlorophenyldiazonium and acrylonitrile
according to the Merrwein reaction (Ref 10) with subsequent
hydrolysis of nitrile of a-chloro-B-phenylpropionic acid. Start-
ing from the a,a,a,ULtetrachloroalkane menticned, the followin
scheme is valid for the synthesils of the a-aminc acids (phernyl-
alaline, p-chlorophenylalaninev glutaoic acid, «-anino-adipic
acid, o-gminopimelic acid, a~-gminosuberic acid, and lysineg
contained in this work, which appear in nature:
cc13032(cnzcaz)ncnzc1-ac012_cﬂ(cazcn2)ncazc1—a

» / D G
—*0012=CH(CHZCH2)nCHZX—aHOOCCHul\CHZCHz)nCH2£ ’
-aaooccn.gnz(cazcnz)ncnzx
card 2/3 no= 0,1,2500000} X=C6HS, CLCeH COQH, c232cooa, 0634(co)2n
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Synthesis of D,L-a-aminocarboxylic Acids From 50V/62-59-5-10/4C
Compounds Gontaining the CC12=CH Group

It was also shown that the gynthesis of ¢-zhloro-f-phenylyro-
pionic acid can be corried out by the effect of chlorine
1,1-dichloro—3-pheny1propene-1 i1 a formic acid mediun wi
yield of 63% of the theoretical yield, that is, without sldi-
%ion of mercury salts if anhydrous fornic ecid is uged. Th=re
are 19 references, 10 of which are Soviet.

C
%l
“

&

ASSOCIATION: 1Institut olementoorganicheskikh soyedineniy Akadenii nauk S5SSR
(Institute of Elemental=Organic Compounds of the Lcadeny of
Sciences, USSR) '

SUBMITTED: August 2, 1957
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5 (3)
“ AUTHORS: Heameyanov, A. Ney Freydlina, R. Ihey sov/62»59—6-12/56
, Belyavskiy, A. B.
TITLE: Hetero- and Homolytical Rearrangements in the Chemical Trans-

formation of 1,1,1-Trichloro-Z-mebhylpropene (Getero- 1
gomoliticheskiye peregruppirovki pri khimicheskikh prevra-
shcheniyakh 1,1,1—trikhlor-Z-metilpropenn)

PERIODICAL: Tzvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1959, Nr 6, pp 1028 - 1033 (ussR)

ABSTRACT: The eddition of HZr Lo 1,1,l-trichloro—z-methylpropene in
the presence of benzoyl peroxide was investigated. Two isomers
are formed at the homolytical affiliation:

c013? ~ CHX — 0012?01 - CHX
033 CH
(111) 1v

In the case of the eslectrophilic affiliation in an acetic acid
medium an affiliation pust have occurred because of the sirong-
card 1/3 1y inducing effect of the CClB—group though this is in contra-

3
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Hetero- and Homolytical Rearrangements in the Chemical SOV/62-59—6«12/36
Transformation of 1,1,1-Trichloro—2—methy1propene

diction to Markovnikov's rule. When heated, the affiliation

yielded the following products (the formation goheme is still
Y ore in detail dealt with):
CH,

|
CHC1, - CCl - CH,Br (v)
n502
ocl. - G = CH, + HEr == ccl, =¢ - CHyBr (vi)
3 i 2 2 2

CHCL, - 901 - CH,C1 (viI)

(Bz = benzoylperoxide) CHy

The substances produced were jdentified dy determining their
melting point. 1,1,1-Trichloro—2-methylpropene reacts with
benzene, toluene, and nucleophilic reagenis with an allyl re-
arrangement. In the experimental part the different reactions
are described in detail. There are 6 references, 5 of which
are Soviet.

Card 2/3
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Hetero- and Homolytical Rearrangements in the Chimical SOV/62-59-6-12/36
Pransformation of 1,1,1 -Trichloro-2-methylpropen:?

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR
(Institute of Elemental Organic Conpounds of the Acadeny of
Sciences, USSR)

SUBMITTED: September 30, 1957

card 3/3

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2"



] 'ROVED FOR RELEASE: 06/13/2000

et S0

RN B AT Iy I TR ———

CIA-RDP86-00513R000513710002-2

51(3)
AUTHORS : Freydlina, R. Kh., Velichke, F. K. sov/62-59-7-11/3e

TITLE: Some Reactions of the Trichloromethyi- and asr-Dichloroa.lkyl
Compoundo of Mercury (Mekotoryye reaktsil grikhlormetil! nykh i
]qykdikhlorullil‘nykh soyedineniy rtutl)

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye %nimicheskikh nauk,
1959, Nr 7, pp 1225-1230 (USSR)

ABSTRACT: In pursuance of previocus reactions already known from publications
concerning the compounds mentioned in the title (Refs 1-11)
the behavior of the mercury selts of trichloromethyl was
investigated with alkaline compounds: 120K, NaOC2H5, the acid

HCN and the neutral compounds KCN and KJ; moreover, with

cadmium amalgam and alkylating and arylating agents. The following
focts were revealed by these investigetions: all trichloromethyl
compounds of meroury react with hydrocyanic acid and with the
above mentioned neutral compounds as jnorzanic mercury salts.

The reaction with alkaline compounds gives the typical mercury
organic compounds: with the reagent of Grignard both salts and
mercury organic compounds are formed. Sodium amalgam with
vromotrichloro methane yields the mercury aichloromethyl bromide.

APPR :
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Some Reactions of the frichloromethyl- ond yeDichlorc- SOV/62-59—7~11/33
alkyl Compounds of Mercury

1,1«dichloro—3—iodomercury-2—methyl-propene was obtained from
1,1-dichloro—}-iodo-2—methy1propene-1. nhe chemical properties
of these compounds were determined. In “he experimental part the
aifferent reactions, the preparation of tha single substances
and the reactions investigated are desc:rived. There axe

18 references, 7 of which are Soviet.

ASSOCIATION: Institut elementoorganicheskikh soyedinsniy Akademii neuk SSSR
(Institute of Elementsl Organic Compounis of the Academy of
Sciences, USSR)

SUBMITTED: December 12, 1957
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5. 3600 17066
’ gov/62-19-12-10/173

Kost, V. N., Sidorova, T, T., ESSXEE&EQLJK;MKD;;,

AUTHORS :
Nesmeyanov, A. N.

TITLE: Synthesis of d -Chlorocarboxylic Aclds by Additlon of
Chlorine in Formic Acid to Compounds Containing the

ClQC=CH——Group

PERIODICAL: Tzvestiya Akademii nauk SSSR. otdelenilyc khimichesklikh
nauk, 1959, Nr 12, PP 5122-2125 (USSR) ]

ABSTRACT: The reaction

100 Ho
X (CHg), CHL = CCly+Cly— X (Clla), cicicelocon) —— N(CHy), CHCICOOH.

dually passing chlorineothrough a
0% . AThe follow-

-dichloro-

1s conducted by gra
solution of appropriate chloroolefin at
ing aclds were prepared 1n t 1s manner: @,
propionic acld; d —chlora- [{ -methoxyproplonic acid; o
QL -chloro- [§ -formoxyproplonkc acid, yield 73%, mp 66-€7
(from penezene); Q -chloro- -formoxyvalerlc scid, yleld

card 1/2
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Synthesis of @ -Chlorocarboxylic Aclds 77066
py Addition of Chlorine ln Formic Acid SOV/62-59-12-10/43
to Compounds Contalning the ClEC=CH—r

Group
0 20 . 8
82%, bp 138 (1.5 mm), np 1.4671; @, -dichlorovalerlc

acid, @ ,Ld-dichloroenanthic acld; and (L ,0) -dichloro-
honanoic acid, yleld 71%, bp 142-143° (0.5 mm),

ngo 1.4768. There are 8 Soviet references.

ASSOCIATION: Institute of Element-Organlc Compounds, Academy of
Sciences, USSR.(Institut elementoorganicheskikh
soyedineniy Akademil nauk SSSR)

SUBMITTED: March 25, 1958

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2"



- e moe
R - (.

"AP .
PR"D RELEASE: 06/13/2000  CIA-RDP86-00513R000513710002-2

5 (3)
AUTEORS Nesmeyanov, A. N., Academician, SOV/20»127-2-30/70
Karapetyan, Sh. A., Vasil'yeva, Ye. I., Freydlines, R. Kh.,
Corresponding Member AS USSR - B —
TITLE: Separation and Properties of Higher o, oot ,W-Tetrachloro Alkanes

PERIODICAL:  Doklady Akademii nauk SSSR, 1959, Vol 127, Nr 2, pp 345-347 (USSR)

ABSTRACT Telomer mixtures are formed in the ethylene telcmerization with
ccl, from which the substances mentioned in the title were

isolated and described in individual form. They contain up %o

15 carbon atoms (Refs 1-3). The authors investigated the
conditions of the vacuum rectification of thess substances at a
pressure of 0.2-0.5 mm and obivained pure telomers which have up
to 23 C-atoms in one molecule. The rectificatior. colunn used for
this purpose is described. The mentioned tetrachiloro alkanes were
obtained from a telomer mixture from the plant of the Kaluzhskiy
kombinat sinteticheskikh i natural’'nykh dushistykh veshchesty
(Kaluga Kombinat of Synthetic and Natural Aromatics) (Ref 5). The
pressure amounted to 150 atmospheres abaolute pressure and the
molar ratio between ethylene and CCl4 was appro:cimately 20 : 1.

A technical telomer mixture always contains trases of metal

AP :
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Separation and Properties of Higher o, o0, 0-~Tetrachloro SOV/20-127-2;30/70
Alkanes

chlorides which accelerate the dehydrochlorination of tetra-
chloro alkanes, especially at 160° anl higher temperatures (Ref 6).
The calcined soda (%) added during the distilletion transforms

the metal chlorides into less active basic salte, This reduces
rapidly the catalytic decomposition of the tetrachloro alkanes.

The isolation of telomers above 015 is difficuli even with an

addition of soda. Therefore the tetrachloro alkunes were extracted
by ethyl elcohol and acetone under utilization of their different
solubility in organic solvents (Ref 2) after Cg - C9.had been

distilled off. ThLey contained the telomers 017 and 025. Sub-

stances isolated in the first rectification wern a second time
distilled off on the same column in order to obsain the individual
telomers (Table 1). Figure 1 shows the rules gorerning the
changes of boiling temperature for the entire ssries of tetra-
chloro alkanes from C - C 3 Figure 2 gives in a diagram the
dependence of the densities and the molar volum2s on the molecular
weight of these substances. The molar volumes of the mixtures

Card 2/3 of tetrachloro alkanes are additive within a wile range. Their

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2"



"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2

Separation and Properties of Higher oyo,a,m-Tetrachloro S07/20-127-2-30/70
Alkanes

viscosity was determined only for lower teloiers (Ref 7)

(Table 1, Fig 3 - determinations of L., M. Shulov). Tu, P,
Chizhov carried out the fractionated distillition (Fiz 4) in the
determination of the physical constants (Table 1). There are

4 figures, 2 tables, and 8 references, 6 of which are Soviet,

ASSOCIATION Institut elementoorganicheskikh soyedineniy .\kademii nauk SSSR
(Institute of Elemental Organic Compounds of the Academy of
Soiences, USSR)

SUBMITTED: May 9, 1959
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AUTHORS: wﬁ;;ﬂgxg»;;gg,_nxmxh,, Corresponding ’ sov/zo-127-2-32/7o
Member AS USSR, Chukovskaya, Yo. Te., 1820 I

TITLE: Addition of Silanes to Unsaturated Compounds in {he Presence of
Iron Pentacarbonyl

PERIODICALS Doklady Akademii nauk S55R, 1959, vol 127, §T 24 PP 152-355 (USSR)

ABSTRACT The authors dencribed together with A, Ne Nesmeyanov . (Ref 1) that
the olefines enter into the-reaction of thermal telomerization
with different gilanes (see Scheme). The use of this reaction is
restricted to the aecomposition of the olefines containing

functional substituents, whereas the o-olefinek polymerize under
the hard conditions of the telomerization. Therafore 8 catalyst
should be found which reduces the reaction yrature. Several

tigated gubstances were inactive (the ones crossed

This shows that many compounc.s catalyze the
reaction between tle olefines and silanes. The reaction leads,
however, to the formation of & telomer-homologcus mixture only
in the presence of TiCl4, or only an addition takes place

(Table 2). In all other cases only @l addition took place (Tavle d).
Iron pentncar‘bonyl was the most interesting ont of these catalysts.
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Th the presence of the latter the mentioned reastions proceed at
100-140°. 51014 and methoxy trichlorosilane are an exception,

they are nol added to ethylene. The reactions ¢f ethylene with
methyl dichlorosilane, triethoxysilane and triethylsilane,
furthermore of propylene with methyl-dichlorosilane, and of
vinyl ethyl ether with triethylsilane give in the presence of
F‘e(CO)5 yields of 60-85 % of the theoretically possible yield.

The reactions of the triethyl- and of the trieshoxysilanes with
ethylene in the presence of radical initiators as well as in
the heating up to 250-300° are known to proceei either not at
all or to lead to a small yield of the addisic1 product (Ref 5).
The process of the reaction between triethylsilane ard vinyl
ethyl ether in the presence of Fe(CO)5 was very interesting. It

yielded as main product apparently p-ethoxy-vi nyl—triethyl-silane
the structure of which was confirmed by the infrared gpectrum.
Reference 6 reports on the formation of an unsaturated by-product
C6HSCH=CHSOBN8. in the case of the homolytic eddition of Nzl.HSO3

to styrene. Apparently an analogous reaction proceeds in the case

CIA-RDP86-00513R000513710002-2"
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Addition of Silanes to Unsaturated Compounds in the s0v/20-127-2-32/70
pregsence of Iron Pentacarbonyl

described here. The radical character of the reuctions proceeding
in the presence of Fe(CO)5 is also confirmed by the separation of

by-products: the symmetrical hexaethyl- and hexnethoxy diailyl ethanss
in the reaction of ethylene with triethyl- and -iriethoxy-silanes.
This is possible almost only according to a homolytioc scheme. The
second possibility would be the reaction of ethylene with hexa-
ethyl disilane (Refs 7, 8) (see Schemes), Tne aushors proved,
however, that hexaethyl disilane does not react with ethylene
under the conditions of the mentioned reaction. Thus nona of the
two schemes holds in this case. A symmetrical prroduct was observed
in the homolytic telomerization of ethylene with H,S (Ref 9).
Phere are 2 tables and 10 references, 3 of which aF¥e Soviet.

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akadenii nauk SSSR
(Institute of Elemental Organic Compounds of the Academy of

Sciences, USSR)

SUBMITTED: April 16, 1959
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AUTHORS: Nesmeyanov,y A. N., Academician, EEEZinQ%,L,?,:#Kh"v Correspond-
ing Member)AS USSR, Petrova, R. G., Terent 'yev, A. B.

TITLE: Reaction Between 1,1,1-Trichloropropene and Mercaptans

PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 127, Nr 3,
pp 575 - 577 (USSR)

ABSTRACT s At least 3 types of addition reactions (Ref 1) are known
for 1,1,1-trichloropropenes a)electrophilic addition (of
hypobromous acid, for example; this reaction takes place
in contrast to the Markovnikov law); b) nucleophilic addition,
occurring together with & re-arrangement ¢f allyl, and
finally c) radical additionj this takes place together with
a re-arrangement of the meanwhile developed radicals, from
type "A" to type "B" (see Scheme). The adcition of thiophenol
and benzyl mercaptan was jinvestigated in Lhe present work by
means of 1,1,1-trichloropropene. 2,5,B-tr;chloropropylphenyl—
sulphide (see Scheme) deve¢loped by means of an agdition of
the first mentioned substance (and an expvsure to the light
of a 100 w bulb). Its structure was deternined in two ways
card 1/3 (Ref 2). Thus the reaction takes place uader the given con-
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Reaction Between 1,1,1-Trichloropropene and SOV/20-127-3—26/71

Mercaptans

ditions, according to the homolytical mechanism. In the

case of benzylmercaptan, iowever, 2 products developt 2,3,5-
trichloropropylbenzylsulphide (11) and 3,3-dichloropropene-
2-y1-benzylsulphide (III). The latter compouid is predominat-
ing. From the determination of the structure of the sulphides
(11) and (III) by meansofd different synthesis, it was found
that HCl is separated during the reaction. Its amount
corresponds to that of the produced sulphide (III) (see
Scheme). The formation of sulphide (I11) according to the
method of a nucleophilic addition is less probable. 3,3,9-
trichloropropylphenylsulphide developed during the reaction
of 1,1,1~trichloropropene with thiophenol in the presence

of sulphur as inhibitor of radical processes. Its structure
was confirmed by the lacking of frequencies in the i.-r.-
spectrum which are characteristic of the methyl group. There
are 2 references, 1 of which ie Soviet.

Card 2/3
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Member of the A ademy of Sciences, USSR,
Belyavskiy’ A. B.

TITLE: Telomerization of Ethylene With Carbon Tetrachloride,
chloroform, and Fthyl Trichloroacetate in the Iresence

of Iron Pentacarbonyl

PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 127, Nr 4%, PP 1027-1028

(USSR)

ABSTRACT: As was proved by the authors (together with A, N. Nesmeyanov
and Ye. Ts. Chukovskaya, Ref 1) iron pentacarbonyl initiates
the addition reaction of the gilanes 1o olefins. By basing

the investigation on the homolytic character of this reaction
the authors wanted to prove this property of Fa(co) in the
reaction mentioned in the title. It was found that 2his react-
ion takes place smoothly at 100 - 1309 and under a pressure
of 150 - 200 atm. In the case of CCly QA gy -tetrachloro
alkanes and in the case of chloroform a,a,untrichloro alkanes
are formed. The reaction of the polychloromethanes and the
yields in the individual telomer homologues are similar under
card 1/2 similar conditions, utilization of Fe(co)s, and of benzoyl
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Telomerization of Ethylene With carbon Tetrachloride, SOV/$20-127-5-26/58
chloroform, and Ethyl Prichloroacetate in the Presence
of Iron Pentacarbonyl

peroxide as initiator. In one of the patents the telomeri-
zation reaction of ethylene with trichloroacetic acid ethyl
ester in the presence of benzoyl peroxide ig mertioned.
However, several data are lacking in this pateni. The latter
reaction takes place smoothly in the presence of’ Fe(co)s. It

may be recommended as a preparative production nethod of
Qo9 -trichloro carboxyl acids with an even nunber of carbon
atoms in the molecule. In the reaction between sthylenz and
gsome other compounds a trichloro~ or dichloromethyl group and
a mobile hydrogen atom no positive results could be obtained.
There are 2 Soviet references.

ASSOCIATION: Institut elementoorganicheskikh soyedineniy (Institute of
Elemental~ Organic Compounds)

SUBMITTED: April 2, 1959
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ZU%HORS: —;;f%iiéga;Cgf‘K$£?NCO:;$ZE§in3,gM. Ya., Nesmayanovs Ae Naoy
\ SR, KCB8%,; Ve Her BoF7
Academician )
5 3 4 .matrachl xropropens:
i ogzen Bromide to !0} 2-Telzach L L6
TITLE? Adiifl?nzuirgi%§05zprcpeneu2 sn tae Presenca of Banzuyl PeroX
8:1‘ + n . LA -

1959 M S 16-319 (USSH)
PERIODICAL: Doklady Akademiil nank SSSR, 1959, Ve: 128, kr 2, PP 3

apie in contimation of their
- hvre tovie IR cont
mihors jnvestigated the abe ; entimntaon ™ fth
ABSTRACE? e NJZ?gris papeTs (Refs *» 2} as well oo Lh..cipzﬁqon
: —--‘ ; ’ . S ¥ ‘r 3
iwnIPrZakharkin (Ref 3) and A. E. Ba;yﬁxs&i{tgis ) on
“;a“;angaments of free ralicals. Tha lgte;?:T; Teabtc o eure
e : > o9 i -jtle L@l 10 ¢ .
p f4yrat i e Tiv .
ihe gubstanse menhloned 1 i ivle of e ih 8
a?d zfgucf* 1,1,2 2—Tatrachlo:a-;uorcmopxopaia \Egttzr o
© LG t S e o ' 7 : g S tor
;iegd of approximately 505 W§§T§dwl?;3§ %222 szheme‘. The
tion to other sompeunds (I1} -~ ) \eea 5o e
EAii;:nce of (1) and (11) enows taat the add-tzJiqp;;fOrences
S e Wit f 4 z menhioned 17 .
; s £ 4he bhype m T 8T
th a rearrangement o 4 T el
?ife gie inteormediate radicals are agpare?th iog?fiigriney
11231e stakle and decompesed ynder segara€;§z ?;1\ : LOTIDY ar
e i s (T is tnerefore 0% (11} IV
; The yieid of (I} is tn ywy and (117 - Aol
card 1/3 §i02ip Teaition preivcts, With respect 4o iLs COME R
ara - ol 2 T

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2"



N 'OED FOR RELEASE: 06/13/2000

CIA-RDP86-00513R000513710002-2

R R RN AR OIS I s ———————

Addition of Hydrcgen Bromide to 1,1,1,2-Tetrachlorc- 50V /20~128-2-26/59
propene~2 and 1,3,2—Trichloropropene~2 in the Prasence cf Benzoyl Percxide

~onstanty, snd infrarei spectrum, gubstanse I is jdentical
with the 1,1,2,2~tetrachloro—}~bromopropane produced by the
authors according to another schema (see there), it differs,
however, frem the 1,1,1,2-'r.etrachloro~3~bromoprapmxe produced
by the ¢chlorination of the CClszCHu~CH2Br with respect to

congstants and infrared spectrum. Ethyl cellosolve fcl is
split off from substance 1 by treatment with alkslis, which
rosults in the production of compcund III. The lstter was
identified as hydrecchloride of the diethyl-amine derivative

0012=u001«uCH2N(02H5)2°HCI (V). As far as constarts and

infrared spectrum are concerned, compound II corrasponds to
1,15202; 3_pentachlorepropane. Trichlorcbromopropine 111

together with diethyi-amine and thicurea yields derivatives
which were identifiesd as hydrochloride and picratie respectively.
When reoacting with Hg: substance III yielded the trichloroallyl-
meroury bromide which was iden%ical with that produced by the
usual method (Ref 5). As to 1%s propertiss: tetrichlorcpropene
IV scrresponds to the wall=-known ?,1,Z,E—tetrachlorcpropene,

and together with diethyl-amine it yields the corresponding

AP :
PROVED FOR RELEASE: 06/13/2000  CIA-RDP86-00513R000513710002-2"
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Addition of Hydrogen Bromide to 1,1,1,2-Ta%vachiore- SUV/20-33“—2-26/59
propene-2 and i,1,2nTrieh10rcpropeneu2 in tha Pressnse of Benzcyl Peroxids

derivative V. The addition of HBr ‘o 'f,’!,Z—tz'ichlolr&px'opane-Z
procesds without rearrangswaat vndsr formaticn of .1,2-4ri-
hioro-3-brumopropane (ses Schema)s Thiz reacticm vourse 18
apparently sonmected with a greats:s atarility of the radical A

preduczed as sgainst tha radiaal e!iC'ICCL.QC{{ZBr which might be

produced by a rearrangement. 4z %0 i%s copstante. somposition,

and infrered spectrum, substance VI, i.2. HEOZ, - JECL - CH2}3r,
[

which was producad in the igst-mentioned reactior, 28
tdentical wiih the 1,1,2~trichl@ra~§~br¢mcpropaneu The
iacthigurea derivative furihermere obtained as piecrate is
identical with the ccrresponding deravabtive aynthesized from
the weil-known 1,‘%;2-tris.’ulorou5~-brom:.prcpa:e. Thare are

6 references, 7 of which are Soviet.

SUBMITTED: June 5, 1959
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AUTHORS # Freydlina, R. Kho, Chukovskaya, Ye. Tso, Karapetyan. She Aoy
Nesmﬁﬁsﬂ "X N.
,,\ ”

TITLE: Thermal Telomerization of Olefinleith Silanes

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1960, No. 4, ppe 662 - 668

TEXT: In previous papers (Refs. 1 - 3) it was proved that olefins are
thermally telomerized with compounds containing a si-H bond. The reaction

proceeds acccrding to the scheme:
| Y )%(
n,>c=c<+ H-SiXY2 —au[-clz-ci-]ns;ixyz (X,Y,% = C1, CHy, C s csuf)).,

The first experiments were performed in steel autoclaves. Since it was
gupposed that the metallic walls act as catalyst, the experimeniis were
repeated in sealed glass tubes at 320 - 340°C and 50 atm. As may be seen
from the data in Table 1, the results were the same as in the s:eel
autoclaves. The thermal telomerization thus takes place without initiators

Card 1/3
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Thermal Telomerizatio
BOO4/B0O66

Silanes

or catalysts but is initiated by digsociation of the silane at the 8i-H
bond. The present paper reports on the influence of temperature snd
ethylene concentration upon the telomerization of C Hk with methyl-~di-
chloro silaneﬂ(Table 2, Fig. 1), The same laws nold“as for the telomeri-
zation of C,Hy with CCl, and CECl3 (Refs. 4 ~ 6). With increasing CoH,

content of the initial mixture the amount of low-boiling telomers
decreases, that of the higher-boiling increases, in which conneci:ion the
content of each component passes & maximum. The data in Table 3 i3show

that the reaction rate increases with increasing tempersture. At 100 atm
and 320 - 350°C a conversion of 60 - 80% is attained within 5 - 10 min. J«
With rising temperature the content of low telomers decreases, tnat of
higher telomers increases (Fig. 2). The experimental part describes the
following reactions 1) CZHQ with 03351012H° Methyl-ethyl-dichloro silane

and methyl-n-butyl-dichloro silane were obtained. 2) CyHy with (06“5)3Siﬂ°

Triphenyl—ethyl-silane confirmed by infrared spectra and triphenyl-n-
butyl-silane rqsulted, further a residue from (6635)3Si051(0635)3'

7, . W .
3) CBH6 with CH381012H in the presence of.HZFtCRSat room tempersture

Card 2/3
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AUTHORS Freydlina, R. Kh. Corresponding Member 0
“Vashiyeva, ¥s.T., Candidate of Chemical Sciences,
Karapetyan, Sh. A., Candidate of Technical Sciences

TITLE: 'gelomerizatior;\Reaction and New Synthetic Materials

PERIODICAL: Vestnik Akademii nauk SSSR, 1960, No. T, pP- 49-57

TEXT: Soviet soientists have contributed much to the study of the

telomerization reaction which is one of the production methods of n3v,
highly synthetic materials. The USSR occupies @ leading position i1 the
use of this reaction for the purpose mentioned. The first industrial
plant of the world is also being built pere for this production. The
authors call to mind the nature of the reaction mentioned.

reactions can be initiated by radiation, radicals, or ions, the telo-
merization initiated by radicals being known vest. The scheme

te}{zge; 225‘2)3’;1(;!12 ax(ciggﬁ?ﬂl’:‘ cannot reflect the whole complexity

of the chain process under discussion. The authors describe the long

card 1/2
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Telomerization Reaction and New Synthetic
BO16/B058

Materials

chain of chemical conversions, and give an equation expressing all stages

of the reaction mentioned 3
initiator
= —_
cc14 + ncd,==CH, m(cazcﬁz)ncm}.,

ances as used for polymerization are used to
mnost frequently acyl- and alkyl-peroxides, az0
compounds of the aliphatic series, organometallic compounds as well as
ultraviolet light. The multitude of possibilitiea of synthesizing

organic compounds by telomerization is further determined by the fact
that various olefines, unsaturated compounds with functional groups; and
various saturated compounds can be introduced into this reaction. The
authors discuss the telomerization ability of individual compounds of

the groups mentioned. All saturated compounds used for telomerization are
joined by the authors into several types: 1) organic and inorganic
halogen compounds; 2) organic compounds with an active hydrogen atoz. The
thoroughly jnvestigated tolomerization reactions with jpndividual con-
pounds are 1isted. Moreover, the use of telomers ijg discussed, and some
problems of synthesis are mentioned, which can be solved by telomeriza-
tion. The synthesis of mono-, di-, and polyfunctional compounds is

As a tule, the same subst
initiate telomerization,

card 2/4
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melomerization Beaction and Few Synthetic s/o3o/6o/oog}oo7/oo€/o11

Materials B0O16,/B058 (x/
explained next. The compounds synthesized from tetrachloro alkanes and
their applications are listed in Tgble 1. A new industrial production
method for Soviet synthetic fibers\was elaborated by a team of severul
scientifioc institutions and industrial establishments under the guidance

of A. N, Wesmeyanov. The following institutes contributed most: The
Institut elementoorganicheskikh soyedineniy hkademii nauk SSSR (Institute
of Elemental-organic Compounds of the Academy of Sciences USSR),
Tosudarsivennyy nauchno-issledovatel'akiy i proyektnyy institut azotooy
promyshlennosti i organicheskogo sinteza (State scientific Research aad .
Planning Institute of the Nitrogen Industry and Organic Synthesis)
ineluding its Tzorzhinsk Branch, and the Vsesqwnyy nauchno-issledovatel'sdy
institut iskusstvennogo volokna (All-Union Scientific Research Institute

of Synthetic Fiber§). Fig. 1 shows & scheme of a continuously operating
apparatus for the production of tetrachloro alkane Cl{CEgCHg)nCCI3. Among
ithe cellulose Ipolymers, the manufacture of Qolxamides is gaining ever-
1pereasing importance. Table 2 shows rules governing the change of the
composition of telomers and Table 3 the properties of various fiberu. The
dependence of the content of tetrachloro alkane on the ethylene conzenira-
tion may be seen from Fig. 2. There are 2 figures, ) tables, and 5 Joviet
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s/062/60/000/008/018/033/XX
g.3109 7209,132b, 1282 B{m Bosé Joos/018/

AUTBORS: Freydlina, R. Khaw2né Kost, T. A.
TITLE: Effect of Nucleophilic Reagents on Compounds of the Uype

[c1(cn2)nc01f]2

PERIODICAL: I[zvestiya Akademil nauk SSSR. Otdeleniye khimicheski«h nauk,
1960, No. B; DPPe 1387-1390

PEXT: The presenit paper treats the effect of nucleophilic reagents on
compounds with the structure [Cl(CHZ)nCCI=]2. These compounds B8Ie formed

by direct catalytic hydrogenatﬁon of a,a,a,a)uteﬁgqgnloro alkaneg (Refs.
1, 2) or by the reaction cf compouads of the type t?l(CHQ)nCClijT with

1kenes and mcnosubstituted trichloro

zinc. a,w~disubstituted dichloro 8
alkenes were obtained. Contrary to saturated 1‘3,5,494,6»hexachlo:o

hexane and 1,1,1,3-tetrachloro propans, 1,3,4,6~t9tr&chloro I_hex3ne
enters into exchange reactions with nucleophilic reagents, however, not
as easily as higher compounds of this type. !,1,1,9~tetrachloro nonane
was algo dimerized by hydrogenaticn. gtarting from 1,9,9,10,10,18~hexa-

Card 1/2
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Effect of Nuclecrhilic Reagents on Compeunds S/062/60/000/008/018[033/XX
of the Type [pl(cnz)n0015]2 BO13/B055

chloro octadecane several compounds containing 18 or 20 carbon atons in
the chain were obtained: 1,9,10,18-tetrachloro 9..octadecene (018H3°Cl4)i

9,10-dichloro 9 -oc tadecene 1, 18.-dicarboxylic acid (02033201202); 1-aydroxy-

9,10,18-trichloro 9moctadanne(C1BH}30130). The following compounds were
N,); 1-acetoxy

prepared: 1,6~bisdiethylamino—3,4-dichloro hexene (074H28012 2
3 4,6-trichloro 3-hexene (CBH1101302); 5,6-dichlero 5-decene 1,10-bistri-~
ethyl-ammonium diiodide (022H46C12I?N2); 1,10-diethexy-5,6-dichloro-5-
decene (014326c1202); 1-acetoxy-5,6,10~trichloro 5-decene (c1231901502);
1,14—diethoxy~7,8-dichloro T-tetradecene (01885401202)’ and 1,14-diethyl-

amino-6,7-dichloro 7-tetradecens (022344C19N2). There are 5 Soviet referen-

C8eS,
ASSOCIATION: Inatitut elamentcorganicheskikh soyedineniy Akademii nauk
§SSR (Institute cf Elemental Organic Compounds of the Academy

of Sslences USSR)
February 17, 1959

SUBMITTED:
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NESMEY ANOV, A‘N'ngé§E£EéL_EL§B;3 SEMENOV, N.A.

Synthesis of dicraboxylic acids of the type HOOC(CHZ)mCG,Hu(CH;z)nCOOH.

:1969-1973 N '60.
Tev. AN SSSE.Otd. khim. nauk no.11:1969-197 (MIRA 13:11)

1, Institut elementoorganicheskikh soyedinenly AN SSSR,
(Acids, Organic)
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-2 5/020/60/132/1/39/064

Se 700(8) (&-) BO11/B126

AUTHORS1 Freydlina, R. Kh. Corresponding Member of the AS USSR, Tsao I.,
‘mﬁfaﬁ,’ Yo ?f's.

TITLE: The Interaction of Silicon Hydrides With Acrylonitrifé in the

Presence of Iron Pentacarbonyl and Nickel Chloride

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 132, No. 1, pp. ‘49-152

TEXT: The authors studied the reaction of methyl—dichlorosilaneTand triethyl-
silane with acrylonitrile without admixtures or in the presence of i:ron penta-
carbonyl and nickel chloride at 120-150°. It can be seen from the results
obtained (Table 1) that the reaction does not take place without admixtures
(Experiment No.6). Neither is nickel chloride alone able to catalyze the re-
action (Exper.ments No.T7 and 10). Triethylsilane does not react in the auto-

clave with acrylonitrile in the presence of iron pentacarbonyl (Experiment No. 13).

Neither does methyl-dichlorosilane react with acrylonitrile in the jresence of
jron pentacarbonyl in a soldered-up glass ampoule (Fxperiment No. 9). However,
this reaction does take place in the autoclave, and forms an adduct whose yield
jncreases with the rise in the acrylonitrile excess (Experiments Fo. 1-5). The
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/020 60/132/01/39/064

The Interaction of Silicon Hydrides With Acrylo-
BO11/B126

nitrile in the Presence of Iron Pentacarbonyl and
Nickel Chloride

the reaction only takes place when, apart from iron
1so impurities of heavy metal salts present. These salts
jane on the autoclave walls. Actually both

methyl-dichlorosilane and triethylsilane add to acrylonitrile in the presence

of small quantities of irom pentacarbonyl and nickel ohloride (at tne same time).
These reactions take place just as well in the autoclave (Experiments Fo. 8 and 12)
as in soldered-up glass ampoules (Experiment No. 11). Thus -methyl-dichloro-
silylpropionitrile (in the case of methyl-dichlorosilane$ or a-triethylsilyl-
propionitrile (in the case of triethylailane) is formed. The mixed catalyst &%/
ced by the authors obviously catalyzes the ion mechanism of tre reaction.

F. Mironov and G. I. Nikishin. They thark L. A.
(Institute of Orgenic chemistry of

There are 1 hable and

authors suppose that
carbonyl, there are a
form through the reaction of chlorosi

produ
The authors also quote: V.
Leytes, Institut organicheskoy xhimii AN SSSR

the AS USSR) for taking and interproting the spectre.
14 references, 6 of which are Soviet.

jcheskikh soyedineniy Akademii nasuk SSSR

ASSOCIATION: Institut elementoorgan
1l-organic Compounds of the Academy of Sciences,

(Institute of Elementa
USSR)
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: $/020/60/132/02/36/067

\5.‘_&3700[3) BO11/B002

AUTHORS: Freydlina, R. Kh. Corresponding Member AS USSR, Chukovskaya,
Ye. T8, Tsao-L *esmeyanov, A. N., Academiciar

TITLE: The Formation of Unsaturated nosilicon Compounds During the
Interaction of Silicohydrides and Olefines in the Presence of
Iron Pentacarbonyl

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 132, No. 2, pP. 374-3717

PEXT: The reaction between silicon hydrides and olefines in the prusence of

iron pentacarbonyl frequently takes place in two directions (Schemen (1) and L*//
(2)). An excess of silane however, proved to be favorable for the raaction

course sccording to scheme (1), and develops R'R"R"' SiCH2CH2R, while an

olefine excess develops R'R"R"' SiCH==CHR (2). The direction of the reaction is
influenced by another important factor, namely the stiructure of silicon

hydride. Thus methyl-dichlorosilane favors the development of saturated

reaction products, while triethyl silane is better suited for the development

of unsaturated compounds. Thus, tetraethylsilane and a small amount of symmetric
hexaethyl disilyl ethane develop during the reaction between triettyl silane

card 1/3
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The Formation of Unsaturated Organosilicon 5/020 60/132/02/36/067
Compounds During the Interaction of Silicohydrides BO11/B002

and Olefines in the Presence of Iron Pentacarbonyl

and ethylene (molar ratio of 331). With a ratio of 115, triethyl vinyl silane
develops. The authors investigated the reactions of methyl dichlorcsilane and
ethylene, propylene and decene-1. In the oase of ethylene (Ref. 1), methyl-
ethyl-dichlorosilane develops. With the molar ratios between 134 and 117, no
vinyl—methyl-dichlorosilane developed. Mixtures of saturated and unsaturated
products developed with the two other olefines. In the case of dec:ne, the
composition of the mixture consisting of unsaturated products (nanely
CH351012C10H19) and saturated (cn531012010321)) is little changed if the ratio

between silane and decene is kept between 112 and 5:1. The mixture of
CH381012C5H7 (1) and 0338101205H (II) developing from the reaction between

methyl dichlorosilane and propylene (311), contains 75% of (1) and 25% of (II).
If the ratio is 1314, the mixture contains 24% of (I) and 76% of (1I). Iron
pentacarbonyl is the only catalyst of the above reaction, and acte without any
cocatalysts. In reaction (2) decene acts as hydrogen acceptor and is thus
hydrogenated into decane. The authors .ssume that a radical or catsion of

CH3Si01203288C3207H15 (o) develops during the reaction, with o representing &
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8048T
The Formation of Unsaturated Organosilicon $/020/60/1 32/02/36/067
Compounds During the Interaction of Silicohydrides B0O11/B002

and Olefines in the Presence of Iron Pentacarbonyl

positive charge or an unpaired electron. Particle A 1is hydrogenated during the LJ///
interaction with silane, while it is dehydrogenated during the reaction with
olefine (see a somewhat simplified ascheme). Intensity and structure of the above

substances were proven by Raman and IR-spectra (tsken by L. A. Lestes). Fig. 1
shows the spectrum of (V% taken by the apparatus type IKS-14. V. £ Hironov,

¢. I. Nikishin are mentioned. There are 1 figure and 14 references, 13 of which
are Soviet.

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR
(Institute of Elemental-organic Compounds of the Acedemy of -

Sciences, USSRS

SUBMITTED: February 5, 1960
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55900 s/020/6o/132/03/32/066

BO11/B008
S, 3600 : _
AUTHORS: Kost, V. N., Sidorova, T. ?,, Freydlina, R. Kko, )
Corresponding Member AS USSR, Nesmeyanov, . ¥ay Academician

TITLE: Homolytic Addition of Hydrogen Bromide to 1-Fluoro=1,
. 1-Dichloropropene‘\

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 132, No. 3
pp. 606-608

TPEXT: The authors determined in their paper the divergent behavior.of
1-fluoro-1, 1-dichloropropene in the reaction of the homolytio addition
from that of 1,1,1-trichloropropene. Two fluoro-dichloro-brromopropanes
were obtained as a consegquence of the reaction of the' t-fluoro-i,
1-dichloropropene with HBr at an ultraviélet exposure,; 1-fluoro-1,
1-dichloro-3-bromopropane and {-fluoro~1,2-dichloro-3-broznpropane

at a ratio 2:1. The reaction proceeded as chain.reaction <f free
radicals. The addition of HBr to 1,1,1-trichloro-propene leads, under
equal conditions, to a single product: 1,1,2=-trichloro-3~bromopropane.
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Homolytic Addition of Hydrogen Bromide 5/020/60/132/03/32/066
to 1-Fluoro-1, 1=Dichlorepropene BO11/B008

That means, the reaction takes its oourse under a regrouping in the

free radicalldeveloping in the meantime ‘(similar to the case of the
initiation of the reaction by benzoyl peroxide, Ref. 4). The scheme (1)
{llustrates the reaction of the fluoro-dichloro-propene with HBT.
Apparently, the rate of regrouping of the.radical CH,BrCHCCloF is

reduced considerably due to the stabilizing action of the fluorine in

it. Thus, this rate gets commensurable to that of this radical with J//
HBr. This double mode of reaction of the free radical (with or without J

regrouping) is observed here for the first time, The aufhors proved
the structure of the produced fluoro-dichloro-bromopropans on achemes
(I1) and (III) as well as by the production of the picratas and other
reactions. There are 11 references, 9 of which are Soviet..

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk
SSSR (Institute of Elemental Organioc Compounds of the
Academy of Sciences,USSR)

SUBMITTED: February 24, 1960
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Freydlina, Rakhil! Khatskelevna, Corresponding Member AS USSR, and Shavarsh

Avetisovich Karapetyan

Telomerizatsiya 1 novyye sinteticheskiye materialy (Telomerization and New

Synthetic Materials)

Moscow, Izd-vo AN SSSR, 1961,

102 p. (Series:

Akademiya nauk SSSR, Reuchno-populyarnaya seriya) 10,2 copies printed,

Ed. cf Publishing House:

o.M, Yenisherlova; Tech, Ed,:

L.V, Yepifanova,

PURPOSE: Thie book is intended for the general reader interested in synthetic

materials,

COVERAGE:

materials with the aid of the telomerization reaction,

The book deseribes a purportedly new method of producing synthetic

The production and

properties of enant fiber, which is superior to caprone and nylon in the
authors' opinion, are describved in detall, The reader is assumed to have a

knowledge of chemistry through the high-school level,

R, Kh. Freydlina

wrote the section on telomerization and the chapter on telomer conversion.

The suthors thank G, L, Slonimskiy and T, I, Sheyn,

all Soviet,
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S/561/61/000/006/012/081
Thermal telomerization ... D205/D302

suggests that the telomerization is initiated by tae dissociation
of the Si-H bond and proceeds according to

CI3SiH —> 8icl,” + H’

3
SiCl3' + CH‘?=CH2 ->C13SiCH20H2
CI3SiH
| —— C13SiCH2CH3 + SiCl3‘
Cl3SiCHZCH2' - !

-C—We 01331( CH20H2 )n'

CL3Si(CH2CH2)n' + HSiCl-j -> Cl3Si(CHQCH2)nl{ + 31013

<<
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s/661/61,/000/006/012/081
Thermal telomerization ... D225/D3502

Phermal telomerization gives higher conversions than that initiated
chemically by azo-bis-iso-butyronitrile or benzoyl peroxide. The
structure of the addition oroduct of methyl dichlorosilane to pro-
pylene was investigated by spectroscopic methods showing that no
isowpropyl methyl silane was formed. The influence of temperature, ,
pressure and ethylene concentration in the thermal telomerization A
of ethylene with methyl dichlorosilane was studied. With the in- £
crease of ethylene concentration the content of the higher telomers
increases. The velocity of the reaction is stroggly accelerated by

the temperature rise. At 150 atm. and 320 - 350°C, 60 - 80% are con- o
verted in 5 - 10 minutes. The temperature rise effacts also the
composition increasing the content of the lower telomers in the re-
action mixture. However, application of thermal telomerization is
limited by the decomposition of unsaturated compounds in the reac-

tion conditions. Therefore, a series of catalysts was tried in the
reaction: HSbClg, H28n016.6H20, H2Pt016.6H20 and also TiCl4 and

ZrCl4. In the presence of H2Pt016 the reaction with ethylene and -_

card 3/ 5
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S/661/61/000/006/012/081
Thermal telomerization ... D225/D302

propylene takes nlace at room temperature giving only addition
products. In the presence of ZrCl, the reaction between nethyl di-
chlorosilane and ethylene proceed$ at 175 - 180°C yielding 80 - 90%
of methyl ethyl dichlorosilane. In the presence of HZSnC16.6H20

or TiCl4, ethylene and methyl dichlorosilane enter the telomeri-
zation reaction at 200 - 220°% giving telomers having 1,3 (CHZCHZ)

groups and which are identical with those obtainecd in the thermal
telomerization, A. L. Xlebanskiy (VNIISK, Leningrac), V. S. Chugu-
nov, D. N. Andreyev and M. G. Voronkov (IXhS AN 38SR, Leningrad),

S. N. Boriscv (VNIISK, Leningrad), G. I. Nikishin (I0Kh AK SSSR,
Moscow), V. O. Reykhsfel'd (LKnTI, Leningrad), V. P. Mironiv,

(I0Kh AN SSSR, Moscow), S. A. Golubtsov ?Hoscow) ard V. A. Pono-
marenko (IOKh AN SSSR, Moscow) took part in the discussion. There v//
are 2 figures, 4 tables and 15 relerences: 12 Soviet-bloc and 3
non-Soviet-bloc. Tiie references to the English-language publications
read as follows: S. MNozakura and S. Konotsune, Zull. Thed. Soc,.
Japan., 29, 322, 326 (1yY57); S. Yozakura, 3uil. Chem. Soc. Japan,

Ccard 4/5
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Thermal telomerization ... gégg132(1)5000/006/012/081

29, 660, 784, (1957); J. L. Svei
nes, J. Amer. Chem. éoc., %9:93;2f,(i§5¢5.debster and G. H. Bar-

ASSOCIATION: Institut
: s elementoorrranicheskikh yedi i ii
gauk SSSR, Moscow ((I)nstitute of ;gggi;g:?lg;\gagemn
ompounds, Academy of Sciences Ussyz, I-Ioscow)g e
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Yynethesis ¢nd chemical properties of 6 ~haleoallyl compourcs
of mercury, Izv. AN S38L. Otd, khim, nauk nc, 1:55-€0 Ja tel,
(MIRA 14:2)

1. Institut elemcntcorgenicheskikh soyecinoniy AN SodR.
(¥orcury orgunic compourcs)
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' | ‘ s/oe;/62/ooo/o14/oo9/o39
' ‘. B166/3144

AUTHORS: Nesmeyanov, A. N., Freydlina, R.—Kh., Kost, V. N.,
Khorlina, ¥. Ya., Sidorova, T. T., Petrova, R. G.,
Terent'yev, A. B,

TITLE: Connection between the structure of polyalkylhalide radicals
and their ability to regroup in solution

PERIODICAL: Referativnyy zhurnal. Khimiya, no. 14, 1962,. 1768, abstract

14Zh41 (Tr. po khimii i khim. tekhnol. [por'kiy], no. I,
i . 1961, 106-115)

TEXT: A review of the authors' work on the homolytic ‘addition of HBr,
cc13, Br, Br,, C4H SH and C6H5CHZSH to olefins XCC1,CY = CH, (1), where

X «Cl, F, H, CH3 and Y « H, C1l, Br, Cﬂj. The results of the work show V/

that the aforesaid reactions proceed according to the general scheme:
I + HBr —ﬁ-HCClXCYClCHzBr + CClX = CYCH,Br + KCClXCYClCHzcl. This -

indicates that the initially formed polyalkylbalide radicals (PR) are
Card 1/2 -
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anged products
rearranged. It was found that the
rearrangement of PR tends towards the formation of mors stable radicals.
A table of the relative stability of the PR is drawn up: :

éclzcucwﬂ?_x >cc13énc32x (when X = Br, ci1, cc13, 0655);
éc12cc1 (CHB)CﬂzBr > cc13¢(c53)cH23r; éc12c012c323r >CCl'5¢CICHeBr;
éHClCHClCHzBr >0H0126}1cﬂ23r; ch126c1cH23r > éllClCCIZCHzBr;

' . CH3éCI HCICHZBI' > CHBCCIQCHCHQBI‘¥ CFCIZCHCHzBr%CFCICHCICH‘?BI‘;

¢rcica CIannrNcFCI2éBrGHZBr. 15 references. "Abstmcter'a note;
Complete tranalation.] B '
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1, Institut slensntoorsun chaskikh soyedineniy AN 82540
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TITLE: A new method of synthesizing zirconium tetraacyloxy
derivativesg

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khinicheskikh nauk,
no. 4, 1961, 608-612

TEXT: The authors of the present paper studied the synthesis of zirconium
tetraacyloxy derivatives by allowing zirconium tetraacetyl acetonate to
react with aliphatic carboxylic acids. Organic acids were found to react
when heated with zirconium tetraacetyl acetonate, and to give neutral
salts, separating acetyl acetone, according to the equation

(CSH702)4Zr + RCOOH ——— (RCOO)4Zr + 058802. This reaction gives a

acid were performed in the stream of g by using these acids in
excess. Liquid products were obtained l1lized when stored, but
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partially decomposed with high-vacuum distillation. Zirconium tetraacetyl
acetonate reacted with c)-chloro-undecanoic, lauric, palmitic, and stearic
acid in a molar ratio of 1 3 4 of the components, in benzens or octane
solution. Zirconium tetrapalmitate and zirconium tetrastearate resulted
in the form of light powders. They partially decomposed on recrystalliza-
tion. The advantage of this method is that the products separated from
the reaction mixture are analytically pure without further purification.
This was confirmed by tests for C, H, 2r, Cl. Substitution of acyloxy
groups for the acetyl acetonate groups also takes place in the respective
manganese and cobalt compounds. Reaction of manganese triacetyl acetonate
and cobalt triacetyl acetonate with palmitic and stearic acid yielded
manganese dipalmitate, mwanganese distearate, and cobalt distearate. The
latter could also be obtained by reacting cobalt diacetyl acetonate with
stearic acid in a dry nitrogen stream. There are 17 references: 3 Soviet-
bloe and 14 non-Soviet-bloc. The three references to English-language
publications read as follows: R. N. Kapoor, R. C, Mehrotre, Chem.Industr.
68 (1958); R. N. Kapoor., R. C. Mehrotra, J. Chem. Soc. 422 (1959);

S. Prasad. V. Rama Reddy, J. Indian Chem. Soc. 35, 907 {(13%8).
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